Monodisperse silver nanoparticles were synthesized by a new developed method via reaction of AgNO 3 and oleic acid with the addition of a trace amount of Fe 3+ ions. Emulsion polymerization at room temperature was employed to prepare a core-shell silver nanoparticle with controllable particle size. N,N'-methylenebisacrylamide (MBA) and potassium peroxydisulfate (KPS) were used as a crosslinker, and as redox initiator system, respectively for crosslinking polymerization. The structure and morphology of the silver nanogels were characterized by Fourier transform infrared spectroscopy (FTIR), transmission and scanning electron microscopy (TEM and SEM). The effectiveness of the synthesized compounds as corrosion inhibitors for steel in 1 M HCl was investigated by various electrochemical techniques such as potentiodynamic polarization and electrochemical impedance spectroscopy (EIS). Monolayers of silver nanoparticle were self-assembled on the fresh active surface of the steel electrode and have been tested as a corrosion inhibitor for steel in 1 M HCl solution. The results of polarization measurements showed that nanogel particles act as a mixed type inhibitor.
Introduction
Amphiphilic metal nanoparticles have been exploited for applications in antibacterial materials, medicine and catalysis due to their unique optical electronic and chemical properties [1] [2] [3] . Recently, highly monodisperse hydrophilic and hydrophobic silver nanoparticles have been prepared in both aqueous and in organic solutions [4] [5] [6] . The surfactant molecules are essential in almost all of these colloidal systems, to prevent the nanoparticles from aggregation. Moreover, additional synthetic routes, such as size-selected precipitation and digestive ripening, etc., are modified to obtain uniform products [7] . Therefore, it is very important to develop a method that can be used to change the surface property of nanoparticles, from hydrophobic to hydrophilic, to increase the adsorption of nanoparticles at different interfaces and to control the transfer of nanoparticles from organic phases into aqueous phases [8, 9] . Because the performance of amphiphilic nanoparticles is very sensitive to the shape and to the size distribution of nanoparticles [10] [11] [12] , it is crucial to prepare silver nanoparticles of controllable monodisperse sizes as stable colloidal dispersions in water and organic solvents. Preparation of monodisperse amphiphilic silver nanoparticles with small sizes of less than 10 nm at high concentration is the aim of many researches. Moreover, due to a lack of stability of free metal silver nanoparticles, the development of techniques to embed metal nanoparticles into polymeric matrices as nanocomposite is a critical issue.
Smart nanocomposite materials are the recently developed topic in composite science and technology. These materials such as self-healing materials, thin film coatings and corrosion inhibitors can be adsorbed at any metal surface that was damaged through a number of different industrial processes through longer part lifetime; reduction of inefficiency over time caused by degradation, as well as prevents costs incurred by material failure [13, 14] . The encapsulated corrosion inhibitor becomes active in the corrosive environment and slowly diffuse out of the host material and prevents the spontaneous leakage of the corrosion inhibitor out of the coating [15] . The coating can act actively as anticorrosion, antistatic and antibacterial when different types of nanocontainers are incorporated simultaneously into a coating matrix [15] . Several methods have been modified to prepare nanoparticle-hydrogel nanocomposites; these can be summarized as follows: (i) physically immobilizing nanoparticles into hydrogel by the swelling of the nanoparticle solution into the shrunken hydrogel polymer [16] ; (ii) in situ fabrication of nanoparticles inside polymer template [17, 18] and (iii) copolymerization of both monomers and the surface-modified nanoparticles with polymerizable functional groups [19] . However, agglomeration, the shape and morphology of metal nanoparticles are greatly influenced by several factors, such as the type of polymers, degree of cross-linking, and functionality [20] . Moreover, in most cases, functional groups existing in the polymerizable capping agents are not environmentally friendly [17] . In this work, a facile approach to encapsulate homogenously dispersed Ag NPs embedded into smart nanogels was investigated. Ag NP was used to control the network growth of polymer composite to prepare amphiphilic nanogel composites. Moreover, a unique facially amphiphilic nanogel structure consisting of a styrene and Ag NP coated with oleic acid as hydrophobic with a hydrophilic N-isopropyl acrylamide (NIPAm) moiety. This interesting structural characteristic provides application possibilities not only as a surfactant for nanoparticles, but also as a corrosion inhibitor for steel in HCl solution via self-assembly due to its unique aggregation behaviors.
Results and Discussion
A facile method was previously reported [5] reduced by oleylamine (OAm) [5] . It was also reported that the reaction temperature affected the shape, size and monodispersability of the produced silver nanoparticles. However, the AgNPs became smaller in size of 4 nm with a narrower size distribution at 200 °C in comparison with the products at 160 °C. In this respect, the present work aims to prepare hydrophobic coated Ag NPs to prepare amphiphilic Ag NPs having good surface activity to control both the size and dispersability of the Ag NPs in water. In this respect, we use the amphiphilic nanogel (St/AMPS/NIPAm), based on crosslinking polymerization of styrene (St), N-isopropylacrylamide (NIPAm) and 2-acrylamido-2-methyl propane sulfonic acid (AMPS) using N,N'-methylenebisacrylamide (MBA) as cosslinker, N,N,N',N'-tetramethylethylenediamine (TEMED) as activator and ammonium peroxydisulfate (APS) as initiator, as host molecule which effectively increase the nanoparticles dispersity in aqueous phase. The reaction scheme was illustrated in Scheme 1. The ability of a crosslinked terpolymer to interact through van der Waals interaction, hydrogen bonding, and a polar-a polar interaction has received much attention as a fascinating class of receptors. Ag NPs capped with oleic acid molecules have been proved to be an effective protective agent in the nonaqueous synthesis of nanoparticles. The difficulty to change the surface structural property of these particles may be attributed the aliphatic exposed groups of oleic acid [4] . St was used as a host molecule to generate inclusion complexes with surface bound oleic acid molecules to increase the hydrophilic properties of the silver nanoparticles The formation of the inclusion complex between oleic acid molecules and St facilitates the crosslinking polymerization of nanoparticles with AMPS/NIPAm and effectively change the surface hydrophilic properties of the nanoparticles.
Characterization of St/AMPS/NIPAm-Ag Nanogel
Fourier transform infrared measurements were carried out on pure oleic acid and AgNPs coated with OA to propose the adsorption mechanism of the oleic acid (OA) on the surface of AgNPs nanoparticles. Figure 1a for pure oleic acid shows broad feature between 2700 and 3200 cm may be attributed to chemisorption of oleic acid onto the AgNPs. The shift in the characteristic bands of oleic acid to a lower frequency region indicated that the hydrocarbon chains in the monolayer surrounding AgNPs were in a closed pack crystalline state [21] . The formation of St/AMPS/NIPAm-Ag nanogel can be confirmed by the appearance of absorption bands at 2950, and 2860 cm indicate the asymmetric and symmetric stretching of S=O bond of SO 3 groups. Moreover, the appearance of absorption bands at 3461 can be attributed to the stretching frequency of the NH groups. [23] . This result give rise to an evidence of some doping effect of silver nanoparticles in the polymer.
The formation of the silver nanoparticles in the nanogels can be illustrated by UV-Vis absorption analysis. UV-Vis absorption spectra are quite sensitive to the formation of Ag NPs; typically, the absorption peaks depend on their particle diameters and shapes. It is well known that, the UV-Vis absorption spectra are quite sensitive to the formation of Ag NPs [24] . Figure 2 illustrates the absorption spectrum for St/AMPS/NIPAm-Ag nanogel in aqueous medium. The spectra indicated that the encapsulation of silver nanoparticles inside the St/AMPS/NIPAm nanogels shifted the silver peak from 408 to 425 nm and a broad peak was obtained. This result suggests that the size Ag NPs were increased with the formation of St/AMPS/NIPAm-Ag nanogel. The morphology and size of silver nanoparticles were characterized by transmission electron microscopy (TEM). Figure 3a represents the TEM micrograph obtained from the AgNPs capped with OA in hexane. It is clear that owing to the protection of oleic acid the sliver nanoparticles are mondispersible and homogeneous and form two-dimensional self-assembled monolayers. The size distributions of the particles are measured from enlarged photographs of the TEM images. The average diameter of the silver particles is 4.6 nm. The histogram of the size distribution was derived from 200 particles and was represented in Figure 3b ,c shows TEM image of St/AMPS/NIPAm-Ag nanogel, which suggests no additional aggregation and/or agglomeration and also indicates that the interparticle distance decreases and the nanoparticles comes closer to each other. Moreover, it was noticed that the average diameter was increased up to 15 nm. The histogram was represented in Figure 3d indicated the polydispersity of St/AMPS/NIPAm-Ag due to the formation of St/AMPS/NIPAm nanocomposite. The encapsulation of silver nanoparticles into the polymer nanosphere is more interesting and can be represented from TEM ( Figure 3c ). The St/AMPS/NIPAm-Ag nanogel latex particles are spherical in shape and the polymer shell became invisible, the core silver particles absorb the electron beam and appear as dark spots within the sphere. TEM images give a feeling for the somewhat polydispersity of the spheres, showing a diameter range of 5-20 nm (Figure 3c,d ). The TEM images show no evidence for the presence of polymer sphere without incorporated silver; also there is no silver leaking outside the polymer sphere. The increment of the St/AMPS/NIPAm-Ag nanogel size can be referred to the formation of some silver aggregates inside the polymer nanogels due to the amphiphilic nature of St/AMPS/NIPAm networks and the hydrophobicity of oleic coated silver nanoparticles [25] . [18, 26] . The average diameter of the AgNP capped with OA was calculated using Debye-Scherrer equation and found to be 6.5 nm from the width of the diffraction peak. The intensity and width of the diffraction peaks of the AgNP indicated the low particle size of the OA capped AgNP. Figure 5b ,c present the X-ray diffraction of St/AMPS/NIPAm and St/AMPS/NIPAm-Ag nanocomposite, respectively. XRD data of St/AMPS/NIPAm exhibits amorphous pattern with a broad scattering between 20 and 30°. The presence of a rigid and ordered region inside the St/AMPS/NIPAm can be attributed to presence of silver nanoparticle crystals, which shows sharp peaks at 37.40, 46.20, 64.40, and 77.10 degrees (Figure 3c ) and confirm the formation of zero-valent silver nanoparticles inside the polymer matrix. 
Surface Properties of St/AMPS/NIPAm-Ag Nanogel
The wetting characteristics of both AgNPs coated with OA and St/AMPS/NIPAm-Ag nanogel were investigated by measuring the contact angles of the prepared materials to study the surface property of the silver nanoparticles. In this respect, the silver powder samples or their dispersion in water were analyzed for relative contact angle by the sessile drop method. It can be seen that when a dispersion of 0.01 wt % of AgNPs coated with OA or St/AMPS/NIPAm-Ag nanogel in aqueous (Figure 6a,b) the contact angles between aqueous droplet and glass were 67.5° and 12.3°, respectively. Figure 4c shows that the water droplet was dropped on the thin pellet of the silver nanoparticles and a stable drop shape was formed. The result indicated that water could not be imbibed into the pellet. The measured contact angle of water on the AgNPs coated with OA is 85.1. These results indicated that the surface of the silver nanoparticles capped with oleic acid is hydrophobic, which resulted in difficulty to be wetted by water. Moreover, the increment of contact angle value of AgNPs coated with OA indicated that OA assemble with monolayer around silver particles which affect their dispersion in water. The weak surface polarity and low surface energy of nanoparticles may be attributed to presence of a large number of OA molecules on the surface of nanoparticles along with alkyl chains exposed to the air-water interface. The water contact angle of St/AMPS/NIPAm-Ag nanogel, was reduced to 26.1, as shown in Figure 6d . The increment in the wettability confirms a change in the silver nanoparticles surface from hydrophobic to hydrophilic due to the formation of the St/AMPS/NIPAm nanogel. The increase in the surface polarity arises from the reduction in the water contact angle can be accounted to the formation of inclusion complex between OA and St/AMPS/NIPAm (Scheme 1), which facilitates the diffusion, dispersion, and adsorption of AgNPs enterance into aqueous solution or at interfaces. The amphiphilic characteristics of the prepared St/AMPS/NIPAm-Ag nanogel were investigated by measuring the surface tension of water at different concentrations of the St/AMPS/NIPAm-Ag nanogel. The data of the dynamic surface tension using different concentrations of the dispersed St/AMPS/NIPAm-Ag nanogel in water at 25 °C were listed in Table 1 . The data indicated that the surface tension of St/AMPS/NIPAm-Ag was reduced from 72.1 to 41.2 mN/m at concentration of 0.5 g/L (500 ppm). This indicates that the prepared St/AMPS/NIPAm-Ag nanogel behaves like surfactant when dispersed and adsorbed at water solution and air/water interface. The results can be explained on the basis of surface tension data. Two processes occurred, the first process includes the adsorption of St/AMPS/NIPAm-Ag nanogels at the air/water interface and the second one includes the unfolding of surface tails and loops to cover the entire interface.Furthermore, it is expected the adsorption in a quiescent drop to be influenced by the size of the nanogel (i.e., smaller is faster) whereas the unfolding should be determined by the mobility of individual chain segments in the gel, which in turn is influenced by crosslinking and water content [27] .
Potentiodynamic Polarization Merasurements
The polarization behavior of steel in 1.0 M HCL solution in the absence and presence of different concentrations of of Ag/ St/AMPS/NIPAm-Ag nanogel (50-250 ppm) is shown in Figure 7 . The presence of Ag/ St/AMPS/NIPAM-Ag nanogel causes a decrease in the corrosion rate and accompanied by a shift in the cathodic and anodic curves to lower current densities. This may be ascribed to adsorption of inhibitor over the active sites and drastically inhibited both anodic and cathodic reactions. As the concentration of Ag nanoparticles increases, the shift in the cathodic and anodic line increases indicating that the behavior of Ag/ St/AMPS/NIPAm act as a mixed type inhibitor The reduction in corrosion rate can be attributed to blocking the active anodic and cathodic sites. It should be noted that the Ag/ St/AMPS/NIPAm-Ag nanogel can directly adsorb onto the steel surface and inhibits the continuation of the corrosion process. The electrochemical corrosion parameters including corrosion current densities (i corr ) and corrosion potential (Ecorr), anodic Tafel slope (ba) and cathodic Tafel slope (bc) corrosion current densities (i corr ) and corrosion potential (Ecorr), (bc) are listed in Table 2 . It can be seen from the data presented in Table 1 Table 1 . IE% increases with the inhibitor concentration, due to an increase in the blocked fraction of the electrode surface by adsorption. The data presented in Table 2 clearly revealed that, the increase in inhibition efficiency (IE%) is associated with a shift of both cathodic and anodic branches of the polarization curves towards lower current densities due adsorption of inhibitor on steel surface. The adsorbed Ag/St/AMPS/NIPAM-Ag nanogel controlled the anodic and cathodic reactions during corrosion process, and their corrosion inhibition efficiencies are directly proportional to the inhibitor concentration. 
EIS Measurements
EIS measurements of steel were performed in absence and presence of different concentrations of inhibitor in 1 M HCl solution. Figure 8 shows the results of EIS experiments in the Nyquist representation. The diameter of Nyquist plots increases on increasing Ag/ St/AMPS/NIPAM-Ag nanogel concentration. These results suggest that the corrosion process was mainly charge transfer controlled [30] . The Nyquist plots are analyzed in terms of the equivalent circuit, which composed of solution resistance (Rs), charge transfer resistance (Rct and double layer capacitance (Cdl) as shown in Figure 9 . The values of Rct and Cdl were estimated and listed in Table 1 . As it can be seen from Table 2 Rct values increase, while Cdl values decrease with increasing concentration of inhibitor. The increase in the value of Rct with increasing concentration of the inhibitors indicated that silver nanogel are adsorbed on the steel surface and inhibited the continuation of the corrosion process of steel in 1 M HCl solution [31] . The decrease in Cdl values compared with the blank solution (without inhibitor) can be attributed to an increase in the thickness of the electrical double layer and/or a decrease in local dielectric constant, suggesting that the adsorption of inhibitors on the steel surface [32, 33] . 
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The changes in Rct and Cd values were caused by the gradual replacement of water molecules by adsorption of the inhibitor molecules on the steel/solution interface. The inhibition efficiency (IE%) can be calculated from the following equation:
where R 1 ct and R 2 ct are the charge transfer resistances in absence and presence of the inhibitors, respectively. The values of IE% at different inhibitor concentrations are given in Table 2 . The results can be explained on the basis of more adsorption of inhibitor on steel surface with increasing inhibitor concentration. These results confirm that Ag/St/AMPS/NIPAM-Ag nanogel exhibits good inhibitive performance for corrosion of steel in 1 M HCl solution. In addition, the values of inhibition efficiency obtained from EIS were similar to those deduced from the polarization measurements and are in reasonably good agreement with that reported previously in literature [34, 35] .
Experimental Section
Materials
Silver nitrate (AgNO 3 ), oleic acid (OA), ferric nitrate nonahydrate (Fe(NO 3 ) 3 ·9H 2 O), oleylamine (OAm), styrene (St), N-isopropylacrylamide (NIPAm), 2-acrylamido-2-methyl propane sulfonic acid (AMPS), N,N'-methylenebisacrylamide (MBA), N,N,N',N'-tetramethylethylenediamine (TEMED) and ammonium peroxydisulfate (APS) were purchased from Aldrich chemical Co. The specimen (working electrode) was prepared from steel rod with the following chemical composition (wt %): 0.57% Mn, 0.14% C, 0.15% S, 0.21% P, 0.06% V, 0.37% Si, 0.03% Cr, 0.03% Ni, and Fe (balance). The surface of the working electrode was abraded with 200,400, 600, 800, 1000, 1200, 2000 grit emery papers, then rinsed with distilled water and dried in air before each experiment.
Synthesis Techniques
Synthesis of Hydrophobic Silver Nanoparticles
Silver oleic coated nanoparticles were prepared using a typical reaction, 0.68 g of AgNO 3 (4 mmol) and 0.16 g of Fe(NO 3 ) 3 ·9H 2 O (0.4 mmol) were mixed at room temperature with the mixture of 40 mL of oleic acid (OA) and 40 mL of oleylamine (OAm). The reaction mixture was stirred 10 min, and the temperature was heated up to 200 °C at the rate of 5 °C/min with continuous stirring under nitrogen atmosphere. The reaction kept at 200 °C for another 60 min. The reaction mixture was cooled down and washed three times with ethanol after separation with ultracentrifuge at 21,000 rpm for 30 min.
Synthesis of Silver Amphiphilic Nanogel Composites
Amphiphilic silver nanogel composite was synthesized by radical crosslinking emulsion batch copolymerization method. NIPAm and St were used as monomers, MBA and APS were used as crosslinker and radical initiator, respectively. SDS was used as emulsifier. In this respect, 0.02 g of NIPAm and 0.01 g of SDS was dissolved at room temperature in 50 mL of double distilled water (DDW) under nitrogen atmosphere. St monomer (2 mL) was mixed with Ag coated oleic nanoparticles under nitrogen atmosphere (0.4 g; 10 Wt % related to weight of NIPAm and St monomers) at 10 °C and added with stirring to NIPAm solution for 30 min. A catalytic amount of a TEMED solution (0.32 M) dissolved in 5 mL water was injected in polymerization mixture to activate the polymerization process. The reaction temperature was raised up to 45 °C and kept for another 30 min. NIPAm (2 g), MBA (0.4 g), AMPS (0.27 g) and APS (0.16 g) were dissolved in 50 mL DDW under nitrogen atmosphere and injected into the polymerization mixture for 30 min and the reaction temperature raised up to 70 °C and kept for 8 h. The NIPAm/St-Ag nanocomposite was collected using ultracentrifuge at 15000 rpm and washed with ethanol five times and dried.
Characterization
FTIR spectra were analyzed with a Nicolet FTIR spectrophotometer using KBr in a wavenumber range of 4000-400 cm . All samples were ground and mixed with KBr and then pressed to form pellets.
Transmission electron microscope (TEM) images were conducted at a working voltage of 200 kV with a lattice resolution of 0.10 nm and a point resolution of 0.23 nm using JEM-2100F electron microscope. TEM samples were prepared by dripping particle colloids onto the carbon-coated copper grids and dried in air at room temperature.
X-ray diffraction analysis was carried out using the computer controlled X-ray Diffractometer (Rigaku DMAX2200) with the use of Cu Kα radiation over a scanning range of 5 to 60° at an X-ray power of 40 kV and 40 mA.
Contact angles and surface tension measurements were determined with pendent drop technique using drop shape analyzer model DSA-100 (Krüss GmbH, Hamburg, Germany). The drop shape was monitored with a digital camera. Young-Laplace equation was employed to calculate the contact angle with analysis software DSA4 software (V.1.0-03). Pendent drops were formed on the tip of a Teflon capillary with an outside and inside diameter of 0.1 and 0.076, respectively.
Samples for dynamic light scattering (DLS) were prepared by diluting several drops of the nanogel solution into 2 mL of water under vigorous stirring. The DLS measurements were performed on a Brookhaven Instruments system (Santa Barbara, CA, USA) with a 514.5 nm argon ion laser (model 85 Lexel Laser) as the light source.
Ultraviolet visible (UV-Vis) absorption spectra were obtained with a Techcomp UV2300 spectrophotometer (Shanghai, China).
Electrochemical Measurements
Electrochemical experiments were carried out in a conventional three-electrode cell using a saturated calomel electrode (SCE) as the reference electrode (RE), platinum sheet as counter electrode (CE) and steel as working electrode (WE). A computer-controlled potentiostat (Solartron 1470E system) with Solartron 1455 A as frequency response analyzer were employed to perform all polarization and EIS measurements. Potentiodynamic polarization was performed with a constant sweep rate of 5 mV/s. EIS measurement was carried out within the 10 kHz-10 mHz frequency range with an amplitude of 10 mV. Data were collected and analyzed using Corrosion View, Corrosion Ware, Zplot and ZView software.
Conclusions
The protecting layer of silver nanoparticles shifts from hydrophobic to hydrophilic based on host-guest binding interaction.
Amphiphilic silver nanocomposite based on St/AMPS/NIPAm-Ag nanogel have been successfully prepared by using Silver nanoparticles capped by oleic acid in hexane.
Encapsulation of Ag NPs was completed by using semi batch method in the presence of St/AMPS/NIPAm nanogel and hydrophobic Ag NPs with particle size diameter ranged from 12-16 nm.
The potentiodynamic polarization results indicated that the Ag/ St/AMPS/NIPAM-Ag nanogel inhibits both anodic metal dissolution and also cathodic reactions and acts as a mixed-type of inhibitor.
EIS data indicated that the corrosion reaction is controlled by charge transfer process. Corrosion inhibition efficiencies of the nanogel increased with increasing concentration and the values of inhibition efficiency obtained from EIS were similar to those deduced from the polarization measurements.
